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REMARKS 

Reconsideration and withdrawal of the rejections are respectfully requested in view of the 
remarks herewith, which place the application in condition for allowance. 

I. STATUS OF CLAIMS AND FORMAL MATTERS 

Claims 1-60 and 63-65 are pending. Claim 3, 4 and 28 are amended, without prejudice, 
without admission, without surrender of subject matter, and without any intention of creating any 
estoppel as to equivalents. 

No new matter is added. 

It is submitted that these claims are in full compliance with the requirements of 35 U.S.C. 
§112. The amendments to the claim and the remarks herein are not made for the purpose of 
patentability within the meaning of 35 U.S.C. §§ 101, 102, 103 or 1 12; but rather the 
amendments and remarks are made simply for clarification and to round out the scope of 
protection to which Applicants are entitled. 

II. THE REMARKS REGARDING THE PRIORITY CLAIM ARE NOTED 

The Office Action states that while the claim of priority to GB 9900955.7 has been noted, 
a certified copy of the document is required to substantiate the claim. Applicants note this 
requirement, and will submit a certified copy in due course. 

II. THE OBJECTIONS TO THE DRAWINGS ARE OVERCOME 

The Office Action stated that the drawings were objected to because there is no labeled 
Figure 9 on sheet 5 of 7, thereby prohibiting entry of the Amendment of paper 6. The 
Amendment herein provides 7 sheets of marked-up drawings that illustrate the changes requested 
therein. Accordingly, reconsideration and withdrawal of the objection is respectfully requested. 
Additionally, Applicants note that Formal Drawings will be required when the application is 
allowed, and will provide Formal Drawings at such time. 
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IIL THE OBJECTIONS TO THE SPECIFICATION ARE OVERCOME 

The Specification was also objected to due to the arrangement of the specification, the 
title of the application, the incorporation by reference of the priority applications, the use of 
trademarks within the specification, and a number of informalities. The objections are 
respectfully traversed. 

The amendment herein remedies the majority of the objections noted above. Specifically, 
headings have been added to the application, the title has been changed, instances of trademark 
useage have been corrected, and the other informalities have been corrected. Additionally, the 
substitute specification submitted herewith, as requested, consolidates the former and current 
amendments. To assist the Examiner, Applicants have enclosed herewith both a marked-up copy 
of the specification and a clean copy of the specification. 

Accordingly, reconsideration and withdrawal of these objections is respectfully 
requested. 

As to the incorporation by reference of the priority applications, Applicants respectively 
assert that such incorporation by reference is proper and appropriate under MPEP 608.01 (p)(I). 
Applicants are not required to add such material by amendment to the application unless 
Applicants are asserting that specific material is part of the specification through the 
incorporation by reference. As Applicants are making no such assertion at present, it is 
respectfully asserted that Applicants are not required to add any such material to the specification 
by amendment. Accordingly, reconsideration and withdrawal of the objection to the 
incorporation by reference is respectfully requested. 

IV. THE OBJECTIONS TO THE CLAIMS ARE OVERCOME 

Claim 28 was objected to as containing an improper multiple dependent claim. The 
objection is respectfully traversed. The amendments herein correct the dependency of claim 28, 
thereby rendering the objection moot. Specifically, claim 28 has been amended to omit the 
dependency to claim 4 and instead directly incorporate the subject matter of claims 3 and 4. 
Accordingly, reconsideration and withdrawal of the objection are respectfully requested. 
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V. THE REJECTIONS UNDER 35 U.S.C. S112 ARE OVERCOME 

Claims 3 and 4 were rejected under 35 U.S.C. §112, second paragraph, as allegedly being 
indefinite for failing to particularly point out and distinctly claim the subject matter of the 
invention. The rejection is respectfully traversed. 

Specifically, claims 3 and 4 were alleged to lack proper antecedent basis. The 
amendment herein corrects the antecedent basis, such that the rejection is moot. Specifically, 
claim 3 has been amended to omit reference to "deposition" and instead defines that the substrate 
is heated during "the aerosol flow providing step", which step is expressly defined in claim 1. 
Claim 4 has been amended to omit reference to "the thermal environment". Accordingly, 
reconsideration and withdrawal of the rejection under 35 U.S.C. §112, second paragraph, is 
respectfully requested. 

VI. THE ART REJECTIONS ARE OVERCOME 

Claims 1-12, 17-20, 24 and 35 were rejected under 35 U.S.C. §102(b) as being allegedly 
anticipated by Myers (U.S. Patent 3,436,257). Claims 29, 30, 33, 34, 36 and 38-40 were rejected 
under 35 U.S.C. § 103(a) as allegedly unpatentable over Myers. Claim 37 was rejected under 35 
U.S.C. §103(a) as allegedly unpatentable over Myers in view of Hirose (U.S. Patent 5,298,277). 
Claims 13-16, 19, 21-23, 25-27 and 32 were rejected under 35 U.S.C. §103(a) as allegedly 
unpatentable over Myers in view of Kim (U.S. Patent 5,344,676). And, claim 31 was rejected 
under 35 U.S.C. §103(a) as allegedly unpatentable over Myers in view of Choy et al. (WO 
97/21848). The cited documents do not teach or suggest the instant invention either alone or in 
any combination. The rejections are traversed and will be addressed collectively. 

It is respectfully pointed out that for a Section 102 rejection to stand, the reference must 
contain all of the elements of the claimed invention. And, for an obviousness rejection, there 
must be some teaching which would have provided the necessary incentive or motivation for 
modifying the reference's teaching. In re Laskowski, 12 U.S.P.Q. 2d 1397, 1399 (Fed. Cir. 
1989); In re Obukowitz, 27 U.S.P.Q. 2d 1063 (B.P.A.L 1993). Further, "obvious to try" is not 
the standard under 35 U.S.C. §103. In re Fine, 5 U.S.P.Q. 2d 1596, 1599 (Fed. Cir. 1988). As 
stated by the Court in In re Fritch, 23 U.S.P.Q. 2d 1780, 1783-1784 (Fed. Cir. 1992): "The mere 
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fact that the prior art may be modified in the manner suggested by the Examiner does not make 
the modification obvious unless the prior art suggests the desirability of the modification." The 
Examiner is also respectfully reminded that for the Section 103 rejection to be proper, both the 
suggestion of the claimed invention and the expectation of success must be founded in the prior 
art, and not Applicants 1 disclosure. In re Dow, 5 U.S.P.Q.2d 1529, 1531 (Fed. Cir. 1988). 

The Office Action alleges that the method of claim 1 is anticipated by the disclosure of 
Myers. Applicants respectfully disagree. 

The claimed method requires, inter alia, the provision of a nozzle unit for delivering an 
aerosol to a substrate, the generation of an aerosol comprising droplets of a material solution 
upstream of the nozzle unit, and the provision of a flow of the aerosol through the nozzle unit. 

In Myers, a spray is generated by the spray nozzle (26), but that spray is generated from 
the outlet end of the spray nozzle (26), and not upstream of the spray nozzle (26) as required by 
the claimed invention. 

Myers expressly teaches at column 2, lines 69 and 70 that the liquid, which is delivered 
from the feed tube (32), is atomised from the outlet end of the spray nozzle (26). There is no 
disclosure or suggestion of separately generating an aerosol upstream of the spray nozzle (26), 
and passing that already-generated aerosol through the spray nozzle (26). Such pre-generation of 
an aerosol upstream of a nozzle unit, which enables the deposition of thicker films, manifestly 
represents an entirely different methodology in depositing solid films on substrates. 

As regards the other cited documents, Hirose, Kim et al. and Choy et al. likewise only 
disclose nozzle units that provide for the generation of an aerosol spray downstream of the 
nozzle units. In Hirose, the spray guns (10) generate a spray of coating material therefrom 
(column 2, lines 48 to 50). In Kim et a/., the spray unit (4) delivers a spray of charged nanodrops 
therefrom (column 2, lines 14 to 16). In Choy et al, the outlet (5) generates a spray of coating 
solution droplets therefrom. 

As such, the claimed method is clearly distinguished over the disclosure of Myers, when 
taken alone or in any combination with any of Hirose, Kim et al or Choy et al, the latter 
citations not overcoming the fundamental deficiency of Myers as a reference. 
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Accordingly, reconsideration and withdrawal of the rejections under 35 U.S.C. §§ 102(b) 
and 103(a) are respectfully requested. 



REQUEST FOR INTERVIEW 

If any issue remains as an impediment to allowance, an interview with the Examiner is 
respectfully requested, prior to issuance of any paper other than a Notice of Allowance; and, the 
Examiner is respectfully requested to contact the undersigned to arrange a mutually convenient 
time and manner for such an interview. 



CONCLUSION 

In view of the amendment and remarks herewith, the application is in condition for 
allowance. Favorable reconsideration of the application and prompt issuance of a Notice of 
Allowance, or an interview at a very early date with a view to placing the application in 
condition for allowance, are earnestly solicited. The undersigned looks forward to hearing 
favorably from the Examiner at an early date. 

Respectfully submitted, 

FROMMER LAWRENCE & HAUG LLP 

Thomas J. Kowalski 
Reg. No. 32,147 
Angela M. Collison 
Reg. No. 51,107 
(212) 588-0800 
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TITLE OF THE INVENTION 

MATERIAL DEPOSITION A METHOD OF DEPOSITING IN SITU A SOLID 
FILM ON A SUBSTRATE 

5 

CROSS-REFERENCE TO RELATED APPLICATIONS 

This application is a Continuation-in-Part of PCT/GBOO/00013, filed January 5, 2000, 
designating the U.S., published July 29, 2000 as WO 00/42234 and claiming priority 
1 0 from GB-9900955 .7 filed January 1 5, 1 999. All of the above-mentioned applications, 
as well as all documents cited herein and documents referenced or cited in documents 

•4 

cited herein, are hereby incorporated herein by reference. 
BACKGROUND OF THE INVENTION 

15 

The present invention relates to a method of and an apparatus for depositing material, 
preferably a film, on a substrate and to a method of and an apparatus for fabricating a 
powder, preferably an ultrafine powder. 

Material films, in particular ceramic films, have wide ranging structural and functional 
20 applications. These different applications often require films of different thickness, 
but there is no single commercially cost-effective film or coating deposition technique 
for depositing both thin films, typically films having a thickness of less than 1 ^im, and 
thick films, typically films having a thickness greater than 10 \im. 

25 Vapour processing techniques, including chemical vapour deposition (CVD) and 
physical vapour deposition (PVD), have been used to fabricate thin films, but, because 
of the slow deposition rate and expensive equipment, are not suited to the deposition of 
thick films of large area. Moreover, the coating of substrates of complex shape is 
particularly difficult using a PVD technique. 

30 



2 



Sol-gel processing techniques have also been used to deposit thin films, but, while thin 
films can be achieved in a single coating run, thicker films provided by a single 
coating are cracked and thus thick solid films have to be built up by performing a 
plurality of successive coating runs. 

5 

A novel deposition technique, referred to as electrostatic spray assisted vapour 
deposition (ESAVD) and disclosed in WO-A-97/21848, has also been used 
particularly to deposit thin films. In this ESAVD technique, an aerosol is 
electrostatically generated from a nozzle unit and a temperature gradient and electric 

10 field are provided between the substrate and the nozzle unit such that the aerosol 
droplets undergo combustion and/or chemical reaction in the vapour phase close to the 
surface of the substrate. This deposition technique is capable of producing solid films 
which exhibit excellent substrate adhesion, but does have limitations as a consequence 
of electrostatically generating the aerosol, for example, with regard to the nature of the 

15 utilisable precursor solutions, the deposition rate and the droplet size distribution of the 
aerosols. 

Spray pyrolysis, where a film is deposited by delivering an aerosol generated by 
ultrasonic atomisation to a heated substrate, has been used to deposit both thin and 

20 thick films as disclosed, for example, in EP-A-0103505 and GB-A-1362803, but the 
deposition efficiency is usually very low because of the very high loss of the aerosol to 
the environment, which loss is unacceptable both for environmental reasons and cost 
reasons where the precursor materials can be expensive and the deposition rate is very 
low. Furthermore, the deposition of very thick films, typically films having a 

25 thickness of greater than 150 jim, by spray pyrolysis is difficult. In published articles 
entitled "Corona Spray Pyrolysis" Thin Solid Films, 121 (1984), pages 267 to 274 and 
"Properties of Thin ln 2 0 3 and SnC>2 Films Prepared by Corona Spray Pyrolysis and a 
Discussion of the Spray Pyrolysis Process" Thin Solid Films, 121 (1984), pages 275 to 
282, the deposition of thin films of doped In2C>3 and SnC>2 by corona spray pyrolysis 

30 with a claimed deposition efficiency of up to 80 % has been discussed, but this 
deposition technique essentially requires the use of an organic precursor solution, the 
delivery of the aerosol vertically downwardly so as to utilise the gravitational effect on 
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the aerosol droplets, and a specific electrode configuration comprising two electrodes 
each disposed at an angle of from 40 to 45° relative to the vertically downward flow 
path of the aerosol. 

5 It is an aim of the present invention to provide an improved method of and apparatus 
for depositing material, preferably one of thin or thick films, on a substrate, referred to 
as electrostatic assisted aerosol jet deposition (EAAJD), which in particular is low cost 
and exhibits a high deposition efficiency, and an improved method of and apparatus 
for fabricating a powder, preferably an ultrafine powder. 

10 

BRIEF SUMMARY OF THE INVENTION 

Accordingly, the present invention provides a method of depositing material, 
preferably a film, on a substrate, comprising the steps of: providing a substrate; heating 

15 the substrate; generating an aerosol comprising droplets of a material solution; 
providing a nozzle unit for delivering the aerosol to the substrate, the nozzle unit 
including at least one outlet through which a directed flow of the aerosol is delivered 
and at least one electrode; charging the aerosol droplets with a positive or negative 
charge; providing a flow of the aerosol through the nozzle unit so as to deliver a 

20 directed flow of the aerosol from the at least one outlet; and generating an electric field 
between the substrate and the at least one electrode such that the directed aerosol flow 
is attracted towards the substrate. 

Preferably, the substrate is heated to a temperature of less than about 1050 °C, more 
25 preferably less than about 800 °C. 

Preferably, the substrate is heated during deposition. 

More preferably, the thermal environment is such as to maintain a decreasing 
30 temperature gradient in a direction away from the substrate towards the nozzle unit. 

In one embodiment the material solution is an aqueous solution. 
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In another embodiment the material solution is a non-aqueous solution. Preferred non- 
aqueous solvents include acetylacetone, methanol and 2-methoxyethanol. 

5 In one embodiment the aerosol droplets are at least partially charged prior to exiting 
the at least one outlet. 

In another embodiment the aerosol droplets are charged prior to exiting the at least one 
outlet. 

10 

In a further embodiment the aerosol droplets are at least partially charged after exiting 
the at least one outlet. 

Preferably, the aerosol droplets are charged by the at least one electrode. 

15 

Preferably, the at least one electrode is disposed at least partially in each aerosol flow. 

Preferably, the at least one electrode extends upstream of the at least one outlet. 

20 Preferably, the at least one electrode comprises an elongate element. 

Preferably, the distal end of the at least one electrode is located at substantially the 
centre of the at least one outlet. 

25 In one embodiment the distal end of the at least one electrode includes a single tip. 

In another embodiment the distal end of the at least one electrode includes a plurality 
of tips. 

30 Preferably, the nozzle unit includes a tubular section upstream of each outlet. 
More preferably, the tubular section is an elongate section. 
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More preferably, the tubular section is a linear section. 

More preferably, the tubular section is substantially cylindrical. 

5 

More preferably, the at least one electrode extends substantially entirely through the 
associated tubular section. 

More preferably, the at least one electrode extends substantially along the central axis 
10 of the associated tubular section. 

More preferably, at least the inner surface of the tubular section is composed of an 
insulating material. 

15 In one embodiment the aerosol flow is provided by entraining the aerosol in a flow of 
a carrier gas fed to the nozzle unit. 

In another embodiment the aerosol flow is provided by applying a reduced pressure to 
the at least one outlet so as to entrain the aerosol in a flow of a carrier gas drawn 
20 through the nozzle unit. 

In one embodiment the carrier gas is a gas reactive to the material solution, 

In another embodiment the carrier gas is a gas non-reactive to the material solution. 

25 

Preferably, the flow of the carrier gas is provided, typically by controlling the flow 
rate, temperature and/or direction, such as to maintain the decreasing temperature 
gradient. 



30 



Preferably, the aerosol is delivered to the substrate such as to achieve a film growth 
rate of at least 0.2 jim per minute. 
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More preferably, the aerosol is delivered to the substrate such as to achieve a film 
growth rate of at least 1 ^m per minute. 

Still more preferably, the aerosol is delivered to the substrate such as to achieve a film 
5 growth rate of at least 2 ^im per minute. 

Preferably, the flow rate through the at least one outlet is at least 5 ml per minute, 
more preferably at least 50 ml per minute. 

10 Preferably, the nozzle unit is configured such that the aerosol flow from the at least 
one outlet is directed upwards, more preferably substantially vertically upwards. 

Preferably, the nozzle unit includes a perforated member upstream of the at least one 
outlet. In a preferred embodiment the perforated member comprises a mesh. 

15 

Preferably, the applied voltage is less than about 35 kV, more preferably less than 
about 20 kV. 

Preferably, the distance between the at least one outlet and the substrate is less than 
20 about 100 mm, more preferably less than about 50 mm. 

In one embodiment the substrate is held stationary relative to the nozzle unit. 

In another embodiment the method further comprises the step of moving the nozzle 
25 unit relative to the substrate. 

Preferably, the substrate is rotated, tilted and/or translated relative to the nozzle unit. 

In one embodiment deposition is performed at atmospheric pressure. 

30 

In another embodiment deposition is performed below atmospheric pressure. 
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In a further embodiment deposition is performed above atmospheric pressure. 

Preferably, the method further comprises the step of varying one or both of the 
composition and concentration of the material solution during deposition. 

5 

Preferably, the method further comprises the step of reversing the polarity between the 
substrate and the at least one electrode at intervals during deposition. 

Preferably, the method further comprises the step of locally heating at least one area of 
10 the substrate. 

Preferably, the method further comprises the step of one or both of electrically or 
magnetically steering the aerosol droplets in transit from the nozzle unit to the 
substrate. 

15 

Preferably, the film is one or both of a structural film or a functional film; typically, 
for use in engineering and medical applications. 

Preferably, the film is one of a dense or porous film. 

20 

Preferably, the film is one of an amorphous or crystalline film. 

Preferably, the film is one of a simple film, a doped film or a multi-component film; 
typically, non-oxide or oxide films. 

25 

Preferably, the film is a composite film. 
Preferably, the film is a compositionally-graded film. 
30 Preferably, the film is a multi-layered film. 

In one embodiment the film is an inorganic film. 
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Preferably, the film is a ceramic film, more preferably an electroceramic film. 
In another embodiment the film is an organic film. 

5 

Preferably, the film is a polymer film. 

In a further embodiment the film is a hybrid film, such as an organic/inorganic film. 

10 The present invention also provides an apparatus for depositing material, preferably a 
film, on a substrate, comprising: a substrate holder for holding a substrate; a heater for 
heating the substrate; an aerosol generator for generating an aerosol comprising 
droplets of a material solution; a charge applicator for applying a positive or negative 
charge to the aerosol droplets; a nozzle unit in communication with the aerosol 

15 generator for delivering the aerosol to the substrate, the nozzle unit including at least 
one outlet through which a directed flow of the aerosol is in use delivered and at least 
one electrode; and a high voltage supply for generating an electric field between the 
substrate and the at least one electrode such that the directed aerosol flow is in use 
attracted towards the substrate. 

20 

Preferably, the apparatus is configured to maintain a decreasing temperature gradient 
in a direction away from the substrate towards the nozzle unit. 

Preferably, the at least one electrode extends upstream of the at least one outlet. 

25 

Preferably, the at least one electrode comprises an elongate element. 

Preferably, the distal end of the at least one electrode is located at substantially the 
centre of the at least one outlet. 

30 

In one embodiment the distal end of the at least one electrode includes a single tip. 
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In another embodiment the distal end of the at least one electrode includes a plurality 
of tips. 

Preferably, the nozzle unit includes a tubular section upstream of each outlet. 

5 

More preferably, the tubular section is an elongate section. 

More preferably, the tubular section is a linear section. 

10 More preferably, the tubular section is substantially cylindrical. 

More preferably, the at least one electrode extends substantially entirely through the 
associated tubular section. 

15 More preferably, the at least one electrode extends substantially along the central axis 
of the associated tubular section. 

More preferably, at least the inner surface of the tubular section is composed of an 
insulating material. 

20 

Preferably, the apparatus further comprises a gas supply unit in communication with 
the aerosol generator for supplying a flow of a carrier gas for entraining the aerosol 
and delivering the same through the nozzle unit. 

25 Preferably, the at least one outlet is directed upwards, more preferably substantially 
vertically upwards. 

Preferably, the distance between the at least one outlet and the substrate is less than 
about 100 mm, more preferably less than about 50 mm. 

30 



In one embodiment the nozzle unit and the substrate holder are held in fixed relation. 
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In another embodiment the nozzle unit and the substrate holder are configured so as to 
be movable relative to one another. 

More preferably, the substrate holder is rotatable, tiltable and/or translatable relative to 
5 the nozzle unit. 

Preferably, the nozzle unit includes a perforated member upstream of the at least one 
outlet. In one embodiment the perforated member comprises a mesh. 

10 The present invention further provides a method of fabricating a powder, preferably an 
ultrafine powder, comprising the steps of: providing a heated zone; generating an 
aerosol comprising droplets of a material solution; providing a nozzle unit for 
delivering the aerosol to the heated zone, the nozzle unit including at least one outlet 
through which a directed flow of the aerosol is delivered and at least one electrode; 

15 charging the aerosol droplets with a positive or negative charge; providing a flow of 
the aerosol through the nozzle unit so as to deliver a directed flow of the aerosol from 
the at least one outlet; and generating an electric field between the heated zone and the 
at least one electrode such that the directed aerosol flow is attracted towards the heated 
zone where the aerosol droplets react homogeneously in the gas phase to form a 

20 powder. 

The present invention still further provides an apparatus for fabricating a powder, 
preferably an ultrafine powder, comprising: a heater for providing a heated zone; an 
aerosol generator for generating an aerosol comprising droplets of a material solution; 

25 a charge applicator for applying a positive or negative charge to the aerosol droplets; a 
nozzle unit in communication with the aerosol generator for delivering the aerosol to 
the heated zone, the nozzle unit including at least one outlet through which a directed 
flow of the aerosol is in use delivered and at least one electrode; and a high voltage 
supply for generating an electric field between the heated zone and the at least one 

30 electrode such that the directed aerosol flow is in use attracted towards the heated zone 
where the aerosol droplets react homogeneously in the gas phase to form a powder. 
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The present invention is able, unlike the ESAVD technique disclosed in WO-A- 
97/21848, to utilise both aqueous and non-aqueous precursor solutions and particularly 
colloidal sol solutions, and allows much higher deposition rates, typically at least twice 
the rate possible using the ESAVD technique. Further, unlike the deposition technique 
5 disclosed in EP-A-0103505, crystalline, in particular dense, films can be produced in a 
single run without requiring a post-deposition heat treatment. Still further, unlike the 
corona spray pyrolysis deposition technique mentioned hereinabove, an organic 
precursor solution is not essentially required and in delivering the aerosol upwardly, 
preferably substantially vertically upwardly, to a downwardly-facing substrate, a more 
10 stable thermal environment can be maintained at the surface of the substrate so as to 
allow for a more precise control of the film deposition and hence provide an improved 
film. 

In preferred embodiments of the present invention a deposition efficiency of at least 90 
15 % has been obtained, which enhanced deposition efficiency reduces the product cost 
and minimises the loss of the possibly harmful precursor materials to the environment. 

BRIEF DESCRIPTION OF THE DRAWINGS 

20 Preferred embodiments of the present invention will now be described hereinbelow by 
way of example only with reference to the accompanying drawings, in which: 

Figure 1 schematically illustrates a film deposition apparatus in accordance with a first 
embodiment of the present invention; 

25 

Figure 2 illustrates a sectional view of the outlet end of the nozzle unit of the film 
deposition apparatus of Figure 1 ; 

Figure 3 illustrates a sectional view of the inlet end of the nozzle unit of the film 
30 deposition apparatus of Figure 1 ; 
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Figure 4 illustrates an end view of the inlet end of the nozzle unit of the film 
deposition apparatus of Figure 1; 

Figure 5 illustrates a sectional view of the outlet end of a modified nozzle unit for the 
5 film deposition apparatus of Figure 1 ; 

Figure 6 schematically illustrates a film deposition apparatus in accordance with a 
second embodiment of the present invention; 

10 Figure 7 illustrates an X-ray diffraction pattern of a BaZiC>3 film as fabricated by 
Example 1; 

Figures 8(a) and (b) illustrate surface and cross-sectional SEM micrographs of a CdS 
film as fabricated by Example 2; and 

15 

Figures 9(a) and (b) illustrate surface and cross-sectional SEM micrographs of a 
porous SiC>2 film as fabricated by Example 3. 

DETAILED DESCRIPTION OF THE PREFFERED EMBODIMENTS 

20 

Figure 1 illustrates a film deposition apparatus in accordance with a first embodiment 
of the present invention. 

The film deposition apparatus comprises a heater 1, in this embodiment a tube furnace, 
25 for providing a heated zone, and a substrate holder 3 for holding a substrate 5 in the 
heated zone such as to provide a decreasing temperature gradient in a direction away 
from the surface of the substrate 5 to be coated. The substrate holder 3 is movably 
disposed relative to the heater 1 such as to be able to alter both the temperature and the 
temperature gradient at the surface of the substrate 5 to be coated. In this embodiment 
30 the substrate holder 3 is also rotatably disposed about the longitudinal axis of the 
heater 1 such as to present a moving surface of the substrate 5 to be coated to one end 
of the heater 1 and thereby enable more uniform film deposition. 
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The film deposition apparatus further comprises a motor unit 7 which is coupled to the 
substrate holder 3 such as on operation to rotate the same, and a computer 9 for 
controlling the operation of the motor unit 7. 

5 

Referring particularly to Figures 2 to 4, the film deposition apparatus further comprises 
a nozzle unit 1 1 for delivering a directed aerosol flow to the substrate 5 to be coated. 
The nozzle unit 11 comprises a tubular: section 15, in this embodiment an elongate 
cylindrical section, which includes an inlet port 17 at one end thereof through which an 

10 aerosol flow is introduced and an outlet port 18 at the other end thereof through which 
a directed aerosol flow is delivered to the substrate 5 to be coated, the internal 
geometry of the tubular section 15 being such as to confer directionality to the aerosol 
flow. The distance between the outlet port 18 of the nozzle unit 1 1 and the substrate 5 
is preferably less than 100 mm, more preferably less than 50 mm, and still more 

15 preferably not more than 20 mm. The tubular section 15 is formed of a non- 
conductive, insulating material, such as a ceramic, glass or quartz, which can 
withstand the high temperatures developed by the heater 1 . The nozzle unit 1 1 further 
comprises a perforated member 19 disposed at the inlet port 17 of the tubular section 
1 5, with the flow path through the tubular section 1 5 being through the perforations 20 

20 in the perforated member 19. The perforated member 19 is a conductive member, 
preferably formed of aluminium, stainless steel or an indium-tin oxide coated plate. 
The nozzle unit 11 further comprises an electrode 21, in this embodiment an elongate 
element, such as a wire, having a single sharp-pointed tip, which is attached to the 
perforated member 19 and extends co-axially through the length of the tubular section 

25 15, in this embodiment with the tip thereof located downstream of the outlet port 18. 
The electrode 21 can be formed of any conductive material, but is preferably formed of 
aluminium, stainless steel or tungsten. In a modified nozzle unit 11, as illustrated in 
Figure 5, the electrode 21 can be multi-tipped. 

30 The film deposition apparatus further comprises an aerosol generator 25 for providing 
a flow of an aerosol to the inlet port 1 7 of the nozzle unit 1 1 . The aerosol generator 25 
comprises a chamber 27 which includes first and second inlet ports 29, 31 and an 
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outlet port 33 connected to the inlet port 17 of the nozzle unit 11, and defines a 
reservoir 35 for containing a precursor solution 37 to be aerosolised and a head space 
39 in which an aerosol collects when generated. The aerosol generator 25 further 
comprises a liquid level controller 41 connected by a line 42 to the first inlet port 29 of 
5 the chamber 27 for maintaining a constant volume of the precursor solution 37 in the 
reservoir 35. The aerosol generator 25 further comprises a piezoelectric transducer 43 
which is driven by a power supply 44 and is in communication with the reservoir 35 
through a transfer medium 45, such as water, contained separately from the precursor 
solution 37 such that on operation of the piezoelectric transducer 43 the liquid 

10 precursor 37 is ultrasonically vibrated to generate an aerosol in the head space 39. In a 
preferred embodiment the piezoelectric transducer 43 is operated at a frequency in the 
range of from 1.7 to 3 MHz, thereby allowing aerosols to be achieved at a rate of 
greater than 5 ml per minute with a droplet size of less than 2 and a narrow size 
distribution. The aerosol generator 25 further comprises a gas supply unit 47 

15 connected through a delivery line 49 to the second inlet port 31 of the chamber 27 for 
providing a flow of a carrier gas through the chamber 27 such as to entrain the aerosol 
in the head space 39 and transport the same to the substrate 5 through the nozzle unit 
11. In this embodiment the delivery line 49 includes a flow regulating valve 51 for 
controlling the flow rate of aerosol to the substrate 5. Preferably, the carrier gas 

20 comprises at least one of air, Ar, H 2 S, N2, NH3 and O2. In an alternative embodiment, 
instead of or in addition to the gas supply unit 47, pressure reducing means, such as a 
vacuum pump, could be provided for applying a reduced pressure at the outlet port 1 8 
of the tubular section 15 so as to draw the aerosol as a flow therethrough. 

25 The film deposition apparatus further comprises a high voltage d.c. supply 53 
connected between the electrode 21 and the substrate 5 such as to establish an electric 
field between the same, which electric field charges the aerosol droplets on passing the 
electrode 21 and causes the charged droplets to be attracted to the substrate 5 on 
exiting the outlet port 1 8 of the nozzle unit 11. In a preferred embodiment the voltage 

30 applied between the electrode 21 and the substrate 5 is from 10 to 30 kV. 
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In use, the aerosol generator 25 is operated to provide a gas flow entraining aerosol 
droplets through the nozzle unit 11, which flow through the nozzle unit 1 1 provides a 
directed aerosol flow from the outlet port 18 of the tubular section 15 and results in 
charging of the aerosol droplets on passing the electrode 21. On exiting the outlet port 
5 18 of the nozzle unit 11 the charged aerosol droplets are attracted to the substrate 5, 
with the flow rate of the aerosol, and the temperature and temperature gradient at the 
surface of the substrate 5 being optimised to achieve the desired film properties, 
typically one of a porous or dense solid film. In preferred embodiments the thermal 
environment and the velocity of the directed aerosol flow can be configured such that 
10 the aerosol droplets are vaporised/decomposed close to the surface of the substrate 5 or 
impact the surface of the substrate 5 prior to vaporisation/decomposition. This process 
is continued until a film of the required thickness has been achieved on the substrate 5. 

Figure 6 illustrates a film deposition apparatus in accordance with a second 
15 embodiment of the present invention which finds particular application in the 
deposition of films on large area substrates. 

The film deposition apparatus comprises a heater 101, in this embodiment a resistance 
heater, and a substrate holder 103 for holding a substrate 105 mounted to the heater 

20 101 such as to provide a decreasing temperature gradient in a direction away from the 
surface of the substrate 5 to be coated. In this embodiment the substrate holder 103 
includes an insulating member 106 which extends forwardly about the periphery of the 
substrate 105 and is configured to maintain a uniform temperature and temperature 
gradient at the surface of the substrate 105 to be coated. Although in this embodiment 

25 the substrate 105 is heated by contact heating, here resistance heating, non-contact 
heating, such as by way of an infra-red lamp, could be employed to heat the substrate 
105. 

The film deposition apparatus further comprises a nozzle unit 111 for delivering a 
30 directed aerosol flow to the substrate 105 to be coated. The nozzle unit 111 is of the 
same kind as employed in the film deposition apparatus of the above-described first 
embodiment, with corresponding reference signs being used to designate like parts. 
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The nozzle unit 111 comprises a tubular section 1 15, in this embodiment an elongate 
cylindrical section, which includes an inlet port 1 17 at one end thereof through which 
an aerosol flow is introduced and an outlet port 118 at the other end thereof through 
which a directed aerosol flow is delivered to the substrate 105 to be coated, the internal 
5 geometry of the tubular section 115 being such as to confer directionality to the 
aerosol flow. The distance between the outlet port 1 1 8 of the nozzle unit 111 and the 
substrate 105 is preferably less than 100 mm, more preferably less than 50 mm, and 
still more preferably not more than 20 mm. The tubular section 115 is formed of a 
non-conductive, insulating material, such as a ceramic, glass or quartz, which can 

10 withstand the high temperatures developed by the heater 101. The nozzle unit 111 
further comprises a perforated member 119 disposed at the inlet port 1 17 of the tubular 
section 115, with the flow path through the tubular section 115 being through the 
perforations 120 in the perforated member 119. The perforated member 119 is a 
conductive member, preferably formed of aluminium, stainless steel, tungsten or an 

15 indium-tin oxide coated plate. The nozzle unit 111 further comprises an electrode 121, 
in this embodiment an elongate element, such as a wire, having a single sharp-pointed 
tip, which is attached to the perforated member 119 and extends co-axially through the 
length of the tubular section 115, in this embodiment with the tip thereof located 
downstream of the outlet port 118. The electrode 121 can be formed of any 

20 conductive material, but is preferably formed of aluminium, stainless steel or tungsten. 
In a modified nozzle unit 111, as illustrated in Figure 5, the electrode 121 can be 
multi-tipped. 

The film deposition apparatus further comprises an aerosol generator 125 for providing 
25 a flow of an aerosol to the inlet port 1 17 of the nozzle unit 111. The aerosol generator 
125 comprises a chamber 127 which includes first and second inlet ports 129, 131 and 
an outlet port 133 connected by a flexible tubular section 134 to the inlet port 117 of 
the nozzle unit 111, and defines a reservoir 135 for containing a precursor solution 137 
to be aerosolised and a head space 139 in which an aerosol collects when generated. 
30 The aerosol generator 125 further comprises a liquid level controller 141 connected by 
a line 142 to the first inlet port 129 of the chamber 127 for maintaining a constant 
volume of the precursor solution 137 in the reservoir 135. The aerosol generator 125 
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further comprises a piezoelectric transducer 143 which is driven by a power supply 
144 and is in communication with the reservoir 135 through a transfer medium 145, 
such as water, contained separately from the precursor solution 137 such that on 
operation of the piezoelectric transducer 143 the precursor solution 137 is 
5 ultrasonically vibrated to generate an aerosol in the head space 139. The aerosol 
generator 125 further comprises a gas supply unit 147 connected through a delivery 
line 149 to the second inlet port 131 of the chamber 127 for providing a flow of a 
carrier gas through the chamber 127 such as to entrain the aerosol in the head space 
139 and transport the same to the substrate 105 through the nozzle unit 111. In this 

10 embodiment the delivery line 149 includes a flow regulating valve 151 for controlling 
the flow rate of aerosol delivered to the substrate 105. Preferably, the carrier gas 
comprises at least one of air, Ar, H2S, N2, NH3 and O2. In an alternative embodiment, 
instead of or in addition to the gas supply unit 147, pressure reducing means, such as a 
vacuum pump, could be provided for applying a reduced pressure at the outlet port 1 1 8 

15 of the tubular section 1 1 5 so as to draw the aerosol as a flow therethrough. 

The film deposition apparatus further comprises a high voltage d.c. supply 153 
connected between the electrode 121 and the substrate 105 such as to establish an 
electric field betweien the same, which electric field charges the aerosol droplets on 
20 passing the electrode 121 and causes the charged droplets to be attracted to the 
substrate 105 on exiting the outlet port 118 of the nozzle unit 111. In a preferred 
embodiment the voltage applied between the electrode 121 and the substrate 105 is 
from 10 to 30 kV. 

25 The film deposition apparatus further comprises an X-Y-Z table 155 connected to the 
nozzle unit 111 so as to allow for movement of the nozzle unit 111 relative to the 
substrate 105 in coating substrates of large area and non-planar shape, and a computer 
157 for controlling the X-Y-Z table 155. Where the substrate 105 is planar, the X-Y-Z 
table 155 could be replaced by an X-Y table. 

30 

In use, the aerosol generator 125 is operated to provide a gas flow entraining aerosol 
droplets through the nozzle unit 111, which flow through the nozzle unit 1 1 1 provides 
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a directed aerosol flow from the outlet port 1 18 of the tubular section 115 and results 
in charging of the aerosol droplets on passing the electrode 121. On exiting the outlet 
port 118 of the nozzle unit 111 the charged aerosol droplets are attracted to the 
substrate 105, with the flow rate of the aerosol, and the temperature and temperature 
5 gradient at the surface of the substrate 105 being optimised to achieve the desired film 
properties, typically one of a porous or dense solid film. In preferred embodiments the 
thermal environment and the velocity of the directed aerosol flow can be configured 
such that the aerosol droplets are vaporised/decomposed close to the surface of the 
substrate 1 05 or impact the surface of the substrate 1 05 prior to 
10 vaporisation/decomposition. This process is continued until a film of the required 
thickness has been achieved on the substrate 105. 

The present invention will now be further described with reference to the following 
non-limiting Examples. 

15 

Example 1 

A non-aqueous precursor solution for the deposition of a BaZrC>3 film was first 
prepared as follows. Barium metal (as supplied by Aldrich) was completely dissolved 

20 in a volume of 2-methoxyethanol (as supplied by Aldrich) by stirring at room 
temperature to form a barium alkoxide solution. A stoichiometric amount of 
zirconium n-propoxide, a 70 wt% solution in n-propanol (as supplied by Aldrich), was 
then added to the barium methoxyoxide solution and refluxed at 124 °C, the boiling 
point of 2-methoxyethanol, for five hours. Then, a volume of 2-methoxyethanol was 

25 added to the refluxed solution to provide a 0.05 M precursor solution. Using the 
apparatus of the first-described embodiment and the so-prepared solution, a BaZr03 
film was deposited on a silver substrate 5, with a substrate temperature of 600 °C, a 
substrate 5 to nozzle unit 1 1 distance of 30 mm, an electric field voltage of 10 kV, the 
piezoelectric transducer 43 of the aerosol generator 25 being operated at a frequency of 

30 1.7 MHz and power of 50 W, and nitrogen being supplied at 30 ml per minute as the 
carrier gas. Nitrogen was used as the carrier gas to minimise the reaction between the 
barium and carbon dioxide in the air. The resulting film, formed in a single run 



19 

without the need for any post-deposition heat treatment, was a crystalline BaZrCb film 
as characterized by the X-ray diffraction pattern illustrated in Figure 7. 

Example 2 

5 

A 0.01 M aqueous precursor solution for the deposition of a CdS film was first 
prepared using cadmium chloride and thiourea. Using the apparatus of the second- 
described embodiment and the so-prepared solution, a CdS film was deposited on a 
glass substrate 105, with a substrate temperature of 450 °C, a substrate 105 to nozzle 

10 unit 111 distance of 20 mm, an electric field voltage of 10 kV, the piezoelectric 
transducer 143 of the aerosol generator 125 being operated at a frequency of 1.7 MHz 
and power of 50 W, a deposition time of five minutes, and air being supplied at 50 ml 
per minute as the carrier gas. The resulting film, formed in a single run without the 
need for any post-deposition heat treatment, was a dense, crystalline CdS film having a 

15 thickness of about 1 jam, with a columnar structure and a smooth and uniform surface. 
SEM micrographs of the resulting film are illustrated in Figures 8(a) and (b). 

Example 3 

20 A colloidal silica solution (feudweLUDOX™, aqueous colloidal silica sols, as supplied 
by DuPont) was diluted with distilled water to prepare an aqueous precursor solution 
having a concentration of 0.1 g/ml for the deposition of a SiC>2 film. Using the 
apparatus of the second-described embodiment and the so-prepared solution, a SiC>2 
film was deposited on a glass substrate 105, with a substrate temperature of 200 °C, a 

25 substrate 105 to nozzle unit 111 distance of 20 mm, an electric field voltage of 10 kV, 
the piezoelectric transducer 143 of the aerosol generator 125 being operated at a 
frequency of 1.7 MHz and power of 20 W, a deposition time of one minute, and air 
being supplied at 50 ml per minute as the carrier gas. The resulting film, formed in a 
single run without the need for any post-deposition heat treatment, was a porous Si02 

30 film with a reticular structure. SEM micrographs of the resulting film are illustrated in 
Figures 9(a) and (b). 



20 

Finally, it will be understood that the present invention has been described in its 
preferred embodiments and can be modified in many different ways within the scope 
of the invention as defined by the appended claims. For example, in coating substrates 
5, 105 of large area or complex geometric shape, the nozzle units 11, 111 could be 
5 modified to include a plurality of outlet ports 18, 118 or the film deposition apparatus 
could be modified to include a plurality of nozzle units 11, 111. 

Th e inv e ntion will now b e furth e r describ e d by th e following numb e r e d paragraphs. 

h A m e thod of d e positing mat e rial, pr e f e rably a film, on a substrat e , 

10 comprising th e steps of: 

providing a substrat e ; 

heating th e substrate; 

g e n e rating an a e rosol comprising droplets of a mat e rial solution; 

providing a nozzle unit for deliv e ring th e a e rosol to th e substrat e , th e 
15 nozzl e unit including at l e ast on e outl e t through which a dir e ct e d flow 

of th e a e rosol i s d e liv e r e d and at l e ast on e e l e ctrod e ; 
charging th e aerosol dropl e ts with a positiv e or n e gativ e charg e ; 

providing a flow of th e a e rosol through th e nozzl e unit so as to d e liv e r a 

dir e ct e d flow of th e a e rosol from th e at l e ast on e outl e t; and 
20 g e n e rating an e l e ctric fi e ld between the substrate and the at least one 

e lectrod e such that th e dir e ct e d a e rosol flow is attract e d towards th e 

substrat e . 

2t Th e m e thod of paragraph 1, wherein the substrat e is h e ated to a 

t e mp e ratur e of l e ss than about 1050 °C, preferably less than about 8 00 

25 

The m e thod of paragraph 1 or 2, wh e r e in th e substrat e is h e at e d during 

d e position, 

4z Th e m e thod of paragraph 3, wh e r e in the thermal e nvironm e nt is such as 

to maintain a d e cr e asing t e mp e ratur e gradi e nt in a dir e ction away from 
30 the substrat e towards th e nozzl e unit. 

Th e m e thod of any of paragraphs 1 to 4 , wh e r e in th e mat e rial solution 

is an aqu e ou s solution. 
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& The m e thod of any of paragraphs 1 to 4, wh e r e in th e mat e rial solution 

is a non 

aqu e ous solution. 

Th e m e thod of any of paragraphs 1 to 6, wh e rein th e a e rosol dropl e ts 

5 ar e at l e ast 

partially charg e d prior to e xiting the at least ono outlot. 

& Th e m e thod of paragraph 7, wher e in th e aerosol droplets are charg e d 

prior to 

exiting the at least on e outl e t. 

10 9-. Th e m e thod of any of paragraphs 1 to 7, wherein th e a e rosol dropl e ts 

ar e at l e ast 

partially charg e d aft e r e xiting the at least ono outlet. 

4-Q: Th e m e thod of any of paragraphs 1 to 9, wh e r e in th e aerosol dropl e ts 

ar e charg e d 

15 by th e at l e ast on e e l e ctrod e . 

Wt Th e m e thod of any of paragraphs 1 to 10, wh e r e in the at l e a s t on e 

e l e ctrod e i s dispos e d at l e a s t partially in e ach a e rosol flow. 
iQr. Th e m e thod of any of paragraphs 1 to 11, wh e r e in th e at l e ast on e 

e l e ctrod e e xt e nds upstr e am of th e at l e ast on e outl e t. 
20 44. Th e m e thod of any of paragraphs 1 to 12, wh e r e in th e at l e ast on e 

electrod e compris e s an elongate element. 
44; Th e m e thod of any of paragraphs 1 to 13, wh e rein th e distal e nd of th e 

at l e ast ono el e ctrod e is located at substantially the centre of th e at l e ast 

on e outl e t. 

25 IS-. The method of any of paragraphs 1 to 1 4 , wh e r e in th e distal end of the 

at l e ast on e e l e ctrod e includ e s a single tip. 

44h The m e thod of any of paragraphs 1 to 1 4 , wh e r e in th e distal e nd of th e 

at l e ast on e e l e ctrod e includ e s a plurality of tips. 

¥h The method of any of paragraphs 1 to 16. wher e in th e nozzle unit 

30 includ e s a tubular s e ction upstream of oach outl e t. 

4& Th e m e thod of paragraph 17. wh e r e in th e tubular s e ction is an e longat e 

s e ction. 
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i9z Tho method of paragraph 17 or 18, wh e r e in tho tubular section is a 

lin e ar s e ction. 

3©r Tho m e thod of any of paragraphs 17 to 19, whoroin tho. tubular s e ction 

is substantially cylindrical. 

5 3A-. Tho method of any of paragraphs 17 to 20, whor e in th e at loast on e 

e l e ctrode extends substantially e ntir e ly through tho associated tubular 
s e ction. 

23r. Tho m e thod of any of paragraphs 17 to 21, whorein th e at loast one 

e l e ctrod e 

10 e xtends substantially along th e c e ntral axis of tho associated tubular 

s e ction. 

23-. Tho m e thod of any of paragraphs 1 to 22, wh e r e in at l e ast th e innor 

surfac e of th e tubular s e ction is composed of an in s ulating mat e rial. 

34: Tho method of any of paragraphs 1 to 23, wh e rein the aerosol flow is 

15 provid e d by e ntraining th e a e rosol in a flow of a carri e r gas f e d to tho 

nozzl e unit. 

2$-. Th e m e thod of any of paragraphs 1 to 23, wh e r e in th e a e rosol flow is 

provid e d by applying a r e duc e d pr e ssur e to th e at l e a s t on e outl e t so a s 
to e ntrain th e a e rosol in a flow of a carrier ga s drawn through th e nozzl e 

20 ttffitr 

3& The method of paragraph 2 4 or 25, wh e r e in the carrier gas is a gas 

r e activ e to th e mat e rial solution. 

¥k Th e m e thod of paragraph 2 4 or 25, whoroin th e carrier gas is a gas 

non r e activ e to th e mat e rial solution. 

25 2& Tho method of any of paragraphs 24 to 27 whon app e ndant upon 

paragraph 4 , wher e in th e flow of th e carrier gas i3 provid e d such a s to 
maintain th e d e cr e asing, t e mporaturo gradi e nt. 

29-. The method of any of paragraphs 1 to 2 8 , wh e rein tho aerosol is 

d e liv e r e d to the substrate such as to achi e v e a film growth rate of at 
30 loast 0.2 um p e r minut e , preferably at loast 1 um por minut e , mor e 

pr e f e rably at l e ast 2 um p e r minut e . 
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30: The m e thod of any of paragraphs 1 to 29, wh e r e in th e flow rat e through 

the at l e ast ono outl e t is at least 5 ml p e r minut e , pr e f e rably at l e ast 50 
ml p e r minut e . 

34^ The m e thod of any of paragraphs 1 to 30, wher e in th e nozzle unit is 

configur e d such that th e directed aerosol flow from th e at least on e 

outlet is directed upwards, pref e rably substantially vertically upwards. 
32; Th e m e thod of any of paragraphs 1 to 31, wher e in the nozzle unit 

includes a perforated member upstr e am of th e at least on e outl e t. 
33: Th e m e thod of any of paragraphs 1 to 32, wherein the applied voltage is 

l e ss than about 35 kV, pr e f e rably l e ss than about 20 kV. 
34: Th e m e thod of any of paragraphs 1 to 33, wherein the distanc e b e tw ee n 

the at least on e outl e t and th e substrate is less than about 100 mm, 

pr e f e rably l e ss than about 50 mm. 
Th e m e thod of any of paragraphs 1 to 3 4 , wherein the substrat e is h e ld 

stationary r e lativ e to th e nozzl e unit. 
3& Th e m e thod of any of paragraphs 1 to 3 4 , furth e r compri s ing th e st e p of 

moving th e nozzl e unit r e lativ e to th e substrat e . 
¥h Th e method of paragraph 36, wh e r e in th e substrat e is rotat e d, tilt e d 

and/or translat e d r e lativ e to th e nozzl e unit. 
3& The m e thod of any of paragraphs 1 to 37, wh e n p e rform e d — at 

atmosph e ric pr e ssur e . 
39: Th e m e thod of any of paragraphs 1 to 37, wh e n p e rform e d below 

atmospheric pressure. 
40: Th e method of any of paragraphs 1 to 37, wh e n p e rform e d ab ove 

atmosph e ric pr e ssure. 
44t An apparatus for depositing mat e rial, preferably a film, on a substrate, 

comprising: 

a substrat e hold e r for holding a substrate; 

a h e at e r for h e ating the substrat e ; 

an aerosol g e n e rator for g e nerating an aerosol comprising dropl e ts of a 

mat e rial solution; 
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a charg e applicator for applying a positiv e or negativ e charg e to th e 
aerosol dropl e ts; 

a nozzl e unit in communication with th e a e rosol g e n e rator for 
deliv e ring th e a e rosol to th e substrate, th e nozzl e unit including at least 
5 one outlet through whioh a directed flow of th e a e rosol is in us e 

d e liv e r e d and at l e ast on e e lectrode; and 

a high voltag e supply for generating an e lectric field between th e 

substrate and th e at l e ast one electrod e such that the dir e ct e d a e rosol 

flow is in us e attract e d towards th e substrat e . 
10 4i The apparatus of paragraph 4 1, wh e r e configur e d to maintain a 

decreasing temp e ratur e gradi e nt in a dir e ction away from the substrate 

towards th e nozzl e unit. 
43r. Th e apparatus of paragraph 41 or 42, wh e r e in th e at l e ast on e e l e ctrod e 

extends upstr e am of th e at l e ast on e outl e t. 
15 44: Th e apparatus of any of paragraphs 4 1 to 4 3, wh e r e in th e at l e ast on e 

electrod e compris e s an e longat e e l e m e nt. 
4&-. Th e apparatus of any of paragraphs 4 1 to 44 , wh e r e in th e distal e nd of 

th e at l e ast on e e l e ctrod e is locat e d at substantially th e c e ntr e of th e at 

least one outl e t. 

20 4& Th e apparatus of any of paragraphs 4 1 to 45, wherein th e distal e nd of 

the at l e ast on e e l e ctrod e includ e s a singl e tip. 

43-. The apparatus of any of paragraphs 41 to 45, wh e r e in th e distal end of 

th e at l e ast one e l e ctrod e includ e s a plurality of tips. 

4& Th e apparatus of any of paragraphs 4 1 to 47, wh e r e in th e nozzl e unit 

25 includes a tubular s e ction upstr e am of e ach outl e t. 

49-. Th e apparatus of paragraph 48 , wh e rein the tubular section is an 

elongate section. 

Th e apparatus of paragraph 48 or 4 9, wherein the tubular s e ction is a 

linear section. 

30 Sir. The apparatus of any of paragraphs 48 to 50, wherein the tubular 

s e ction is substantially cylindrical. 
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&2r. Tho apparatus of any of paragraphs 48 to 51, wh e rein th e at l e ast one 

e l e ctrod e e xt e nds s ubstantially e ntir e ly through th e as s ociat e d tubular 
s e ction. 

Th e apparatus of any of paragraphs 48 to 52, wherein tho at least one 

5 electrode ext e nds substantially along tho c e ntral axis of th e associat e d 

tubular s e ction. 

&A-. Th e apparatus of any of paragraphs 48 to 53, wh e r e in at least tho inn e r 

surface of tho tubular s e ction is composed of an insulating mat e rial. 

5§r Th e apparatus of any of paragraphs 41 to 54, furth e r comprising a gas 

10 supply unit in communication with th e a e rosol g e n e rator for supplying 

a flow of a carri e r gas for e ntraining the aerosol and deliv e ring th e sam e 
through the nozzl e unit. 

Th e apparatus of any of paragraphs 41 to 55, wherein tho at l e ast on e 

outlet is dir e ct e d upwards, preferably substantially vertically upwards. 

15 53-. Th e apparatus of any of paragraph s 41 to 56, wh e r e in th e distanc e 

b e tw ee n th e at l e ast on e outl e t and th e substrat e is l e ss than about 100 
mm, pr e f e rably l es s than about 50 mm. 

Th e apparatus of any of paragraphs 41 to 57, wh e r e in th e nozzl e unit 

and th e substrat e ar e h e ld in fix e d r e lation. 

20 Th e apparatus of any of paragraphs 4 1 to 57, wh e r e in th e nozzl e unit 

and th e substrat e ar e configur e d so as to be movabl e r e lativ e to on e 
anoth e r. 

60: Th e apparatus of paragraph 59, wh e r e in th e substrat e is rotatabl e , 

tiltabl e and/or translatable relativ e to th e nozzl e unit. 

25 64-: The apparatus of any of paragraphs 4 1 to 60, wh e r e in the nozzle unit 

inolud e s a p e rforat e d m e mb e r upstream of the at l e ast on e outl e t. 

62: A m e thod of fabricating a powd e r, preferably an ultrafin e powder, 

comprising the steps of: 

providing a h e at e d zon e : 

30 generating an aerosol comprising dropl e ts of a material solution; 
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providing a nozzl e unit for d e liv e ring th e a e rosol to th e heat e d zon e , th e 
nozzl e unit including at l e ast on e outl e t through which a dir e ct e d flow 
of th e a e rosol is d e liv e r e d and at l e ast one e l e ctrod e ; 

charging the aerosol droplets with a positive or negativ e charg e ; 

5 providing a flow of th e aerosol through the nozzl e unit so as to deliv e r a 

directed flow of th e a e rosol from the at l e ast on e outl e t; and 
generating an el e ctric fi e ld between th e h e at e d zon e and the at least on e 
electrod e such that th e dir e cted aerosol flow is attract e d towards th e 
heated zon e wh e r e the a e rosol droplets react homog e n e ously in the gas 
10 phas e to form a powd e r. 

6£t An apparatus for fabricating a powd e r, preferably an ultrafin e powd e r, 

comprising: 

a heater for providing a h e at e d zon e ; 

an aerosol g e n e rator for generating an a e rosol comprising dropl e ts of a 
15 material solution; 

a charg e applicator for applying a positiv e or n e gativ e charg e to th e 
a e rosol dropl e ts; 

a nozzl e unit in communication with th e a e rosol generator for 
deliv e ring the a e rosol to th e h e at e d zon e , th e nozzl e unit including at 
20 least ono outlet through which a directed flow of th e a e rosol is in us e 

deliv e r e d and at least on e e l e ctrod e ; and 

a high voltag e supply for g e nerating an e l e ctric field between th e h e at e d 
zon e and th e at l e ast on e e l e otrode such that th e directed aerosol flow is 
in us e attract e d towards th e heated zone wher e th e a e rosol dropl e ts r e act 
25 homog e n e ously in th e gas phase to form a powd e r. 
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ABSTRACT OF THE DISCLOSURE 

In preferred aspects the present invention provides: (i) a method of and apparatus for 
depositing material, preferably a film, on a substrate, the method comprising the steps 
5 of: providing a substrate; heating the substrate; generating an aerosol comprising 
droplets of a material solution; providing a nozzle unit for delivering the aerosol to the 
substrate, the nozzle unit including at least one outlet through which a directed flow of 
the aerosol is delivered and at least one electrode; charging the aerosol droplets with a 
positive or negative charge; providing a flow of the aerosol through the nozzle unit so 

10 as to deliver a directed flow of the aerosol from the at least one outlet; and generating 
an electric field between the substrate and the at least one electrode such that the 
directed aerosol flow is attracted towards the substrate; and (ii) a method of and 
apparatus for fabricating a powder, preferably an ultrafine powder, the method 
comprising the steps of: providing a heated zone; generating an aerosol comprising 

1 5 droplets of a material solution; providing a nozzle unit for delivering the aerosol to the 
heated zone, the nozzle unit including at least one outlet through which a directed flow 
of the aerosol is delivered and at least one electrode; charging the aerosol droplets with 
a positive or negative charge; providing a flow of the aerosol through the nozzle unit 
so as to deliver a directed flow of the aerosol from the at least one outlet; and 

20 generating an electric field between the heated zone and the at least one electrode such 
that the directed aerosol flow is attracted towards the heated zone where the aerosol 
droplets react homogeneously in the gas phase to form a powder. 



